Vapour pressures of some liquids of quasi-spherical molecules (CCI,, SiC14 and GeC14) near their critical points are reported. The deviations from the principle of corresponding states obeyed by the inert gases are calculated by using Rowlinson's analysis. The magnitudes of the deviations for the tetrachlorides studied are similar.
One of the assumptions made when current theories of liquid mixtures are applied is that both components obey the same principle of corresponding states. The inert gases, nitrogen, oxygen, methane and carbon monoxide obey almost the same principle of corresponding states within experimental error. There are relatively few experimental results to establish the behaviour of other quasi-spherical molecules.' Young has calculated deviations for the globular molecules, octamethylcyclotetrasiloxane2 and the cy~loalkanes.~ Dickinson and McLure have calculated the deviations of a number of dimethylsiloxane o l i g o m e r~.~,~ It is of interest therefore to establish how other quasi-spherical molecules deviate from the principle of corresponding states obeyed by the inert gases (called 'simple corresponding states' hereafter). In this work we consider the Group 4 tetrachlorides as these form a simply related group of quasispherical molecules.
Experimental
The critical temperatures were measured by the sealed-tube technique described el~ewhere.~ The vapour pressures and critical pressures were measured with apparatus similar to that described previou~ly.~ Some modifications of the apparatus and procedure were necessary for the studies on silicon tetrachloride and germanium tetrachloride because of their reaction with water vapour. Precautions were taken so that neither the compounds nor the apparatus in which they were studied came in contact with moist air throughout the experiment. 
Results and Discussion
The vapour pressures in the reduced temperature range 0.88 < TITc < 1 of carbon, silicon and germanium tetrachlorides are given in Table 1 . Using the method of analysis described by R o w l i n~o n~~~ we have calculated the deviation parameter, Jc, for some of the Group 4 tetrachlorides and tetramethyls. The vapour pressures which were used in the calculation of 6" have been reported for stannic tetra~hloride,~ neopentane1° and tetramethylsilane." The calculated values of 6" are as follows: All the compounds deviate slightly from 'simple corresponding states' and obey, almost within experimental error, the same principle of corresponding states given by the equation proposed by Rowlinson with bC = 0.1 1. We attempted to study tetramethyltin but suspect that this decomposes slightly near the critical point.
